The stereochemistry of some new chiral brominated 1,3-dioxane derivatives is investigated by NMR methods.
INTRODUCTION
The investigations 1 " 11 on the stereochemistry of 2-alkyl (or aryl)-1,3-dioxane and of 2-aryl-2-alkyl-1,3-dioxane derivatives revealed anancomeric structures (Scheme 1). In 2-aryl-1,3-dioxanes the aromatic group exhibits an equatorial orientation being "holding group" (Α-value for the phenyl group 3.12 kcal/mol) 1210 , whereas in 2-alkyl-2-aryl-1,3-dioxane derivatives the aromatic group shows an axial orientation. 1 2 7 9 11 Ri X=alkyl, aryl II R
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In compounds bearing both alkyl and aryl substituents in the ketal part of the molecule the aryl group displays a considerably higher preference for the axial orientation as it is suggested by the simple addition of the A values of the two groups (e.g. AA Me .pn = 0.86 kcal/mol and the experimentally determined conformational free enthalpy in 2-methyl-2-phenyl-1,3-dioxane is about three times higher AG°M e . Ph = 2.41 kcal/mol).
The investigations by NMR on the stereochemistry of chiral 1,3-dioxanes revealed interesting aspects. The molecular chirality induces the diastereotopicity of the homomorphic groups increasing in the NMR spectra the number of the recorded signals in comparison with the spectra obtained for similar achiral 1,3-dioxane derivatives. NMR proved to be an efficient instrument to investigate molecular chirality. Thus, the peculier axial and helical chirality in spiro compounds with six-membered rings 1 and the axial chirality on some 2-methyl-2-aryl-1,3-dioxane derivatives exhibiting disymmetric axial aryl groups (o-nitrophenyl, m-nitrophenyl, n-naphtyl and |5-naphtyl) 89 have been revealed by the complexity of NMR spectra due to the diastereotopicity of homomorphic groups. The configurational diastereoisomers determined by the presence of more chiral elements in some dibrominated-1,3-dioxane derivatives (meso and d,l forms)"
and in some dispiro-1.3-dioxanes (syn and anti isomers) 15 The synthesis and stereochemistry of compounds 1-5 have been reported previously.
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Compounds 6-10, general procedure, -The 1,3-dioxane compound (1-5; 0.1 mol) and dry diethyl ether or dichloromethane (100 ml) were introduced in a four-necked flask equipped with a reflux condenser, a mechanical stirring system, a thermometer and a dropping funnel. Bromine (0.1 mol) was added dropwise to this stirred mixture cooled in an ice-bath at 0-5 °C, the ensuing reaction being monitored initially by the fading of the solution colour. After the addition of bromine, the ice-bath was removed and the stirring was continued for 1 h, the contents in the flask being allowed slowly to reach room temperature (20-25 °C). The mixture was evaporated in vacuo (10-15 mm col.Hg) and the residue was crystallized from ethanol or distilled at 0.5-1 mm col.Hg. 
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